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General Considerations:
All manipulations related to the synthesis of thiazolium salts 3a-c were performed under air. For compounds 4a-c and metal complexes, all experiments were performed under an atmosphere of dry argon using standard Schlenk techniques. Solvents were dried by standard methods and distilled under argon. while all other starting materials were purchased from commercial sources.
Synthesis and characterization
2-Oxo-2-phenylethyl-N-phenylbenzimidothioate (2a).
Triethylamine (1.30 g, 12.9 mmol) was added dropwise to a solution of N-phenylbenzothiamide (1a) (2.50 g, 11.7 mmol) and phenacyl bromide (2.33 g, 11.7 mmol) in 100 mL of acetonitrile. The resulting solution was stirred for 20 h at room temperature. The final yellow solution was cooled down to 0 °C and 50 mL of diethyl ether (Et 2 O) was added to precipitate the ammonium salt. The mixture was filtered and the filtrate dried under vacuum, and further extracted with a mixture of toluene/hexane (1:1). The suspension obtained was then filtered and the filtrate was vacuum dried to yield 2.95 g of 2a as a yellow solid. Yield 76% (8.90 mmol). Mp: 80-82 °C. 2-Oxo-2-phenylethyl-N-(2,4,6-trimethylphenyl)benzimidothioate (2b). The procedure described for the preparation of compound 2a was followed using in this case N-mesitylbenzothiamide (1b). After purification by column chromatography on silica gel (DCM/Hex 1:1), 2b was obtained as a yellow oil. Yield 63% (2.75 g, 7.37 mmol). 2-Oxo-2-phenylethyl-N-(2,6-diisopropylphenyl)benzimidothioate (2c). The procedure described for the preparation of compound 2a was followed using in this case N-(2,6-diisopropylphenyl) benzothiamide (1c). After purification by column chromatography on silica gel (DCM/Hex 1:1), 2c was obtained as a yellowish oil. Yield 55% (2.67 g, 6.43 mmol). 
3-(2,6-Diisopropylphenyl)-2,4-diphenylthiazolium trifluoromethanesulfonate (4c).
The procedure described for the preparation of salt 4a was followed using in this case 3c. 4c was obtained as a white solid after washing the crude material with Et 2 O (3 x 10 mL). Yield 90% (0.625 g, 1.14 mmol). Mp: 188-190 °C. 3-(2,4,6-Trimethylphenyl)-2,4-diphenylthiazol-5-ylidene rhodium(I) biscarbonyl chloride (7b) . Hz, Rh-CO). IR (C 6 H 6 ): v = 2071.9, 1998.1 (CO).
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3-(2,6-Diisopropylphenyl)-2,4-diphenylthiazol-5-ylidene rhodium(I) biscarbonyl chloride (7c).
THF (12 mL) was added at −78 °C to a Schlenk flask charged with the thiazolium salt 4c (0. The intensity data were corrected for Lorentzian polarization. Absorption corrections were performed using the SADABS program. 
